Acetophenone N-allylcarbamoyl oxime (2e) CDI Oxime Carbamate Route: Prepared from allylamine (0.08 mL, 2.06 mmol), CDI (1.0 g, 6.17 mmol), NaH (0.060 g, 2.47 mmol) then for part (ii) NaH (0.015 g, 0.62 mmol) and acetophenone oxime (0.334 g, 2.47 mmol) to give a colorless oil (0.156 g, 35%) . 1 = 14.6, 43.5, 116.4, 126.8, 127.0, 128.7, 130.6, 134.0, 155.5, 160.3 3, 116.5, 117.4, 129.8, 133.2, 135.9, 148.9 .
Acetophenone N,N-diallylcarbamoyl oxime (2f) CDI Oxime Carbamate Route: Prepared from diallylamine (0.26 mL, 2.06 mmol), CDI (1.000 g, 6.17 mmol), NaH (0.060 g, 2.47 mmol) then for part 2 NaH (0.090 g, 3.71 mmol) and acetophenone oxime (0.417 g, 3.09 mmol) to give a colorless oil (0.260 g, 49% 4, 48.7, 49.7, 116.8, 117.8, 127.0, 128.2, 128.5, 130.3, 133.2, 135.1, 154.5 2, 117.9, 118.8, 129.6, 131.7, 136.9, 151.8 .
Acetophenone N,N-(benzyl(pent-4-en-1-yl)carbamoyl) oxime (2g)
CDI Oxime Carbamate Route: Prepared from N-benzylpent- 4-en-1-amine (0.579 g, 3.30 mmol), CDI (1.605 g, 9 .91 mmol), NaH (0.095 g, 3.96 mmol) then for part (ii) NaH (0.024 g, 1.00 mmol) and acetophenone oxime (0.334 g, 2.47 mmol) to give a colorless oil (0.237 g, 21% = 14.8, 27.1, 27.7, 31.4, 46.4, 51.2, 115.5, 127.4, 127.9, 128.7, 128.9, 129.0, 129.1, 130.7, 133.5, 135.5, 138. = 26.7, 31.1, 48.4, 52.1, 116.3, 118.5, 127.5, 128.6, 128.8, 129.6, 135.7, 137.0, 137.2, 151 .8. 7, 17.9, 41.7, 42.4, 55.3, 114.0, 126.9, 129.6, 130.0 (×2), 130.2, 133.1, 135.5, 140.1, 154.3, 159.2, 164. The photolysis was repeated without the MAP and gave 3-methoxy-6-methylphenanthridine 10 (61%). In both cases the spectra showed the presence of some unidentified by-products.
1-(4'-Methoxy
-[1,1'-biphenyl]-2-yl)ethanone N,N-diethylcarbamoyl oxime (8a) N O N O a b c d O e f
EPR Spectroscopy
EPR spectra were obtained at 9.5 GHz with 100 kHz modulation employing a Bruker EMX 10/12 spectrometer fitted with a rectangular ER4122 SP resonant cavity and with a Bruker For a general Aminyl radical, let RN(  )Pe be N, the iminyl radical, Im, and the cyclized radical C. In the temperature region where decarboxylation is fast the mechanism may be represented by:
Assuming all the terminations are fast and diffusion controlled with the same rate constant 2k t then, making the steady-state approximation:
Since equi-molar amounts of N and Im are formed in the initial photochemical bond fission then:
On substituting: k c /2k
If reverse cyclization is negligible {k -c /2k t << 2[Im]} this simplifies to: 
NB: d.i. = double integral

S17
Computational Methods
Radical ground-state calculations were carried out using the Gaussian 09 program package. 3 Becke's three-parameter hybrid exchange potential (B3) 4 was used with the LYP correlation functional, B3LYP. This method has previously described the chemistry of iminyl radicals accurately. The correlation consistent polarized triple zeta cc-pvtz basis set was employed.
Geometries were fully optimized for all model compounds. Optimized structures were characterized as minima or saddle points by frequency calculations. The experimental kinetic and spectroscopic data was all obtained in the non-polar hydrocarbon solvents tertbutylbenzene or cyclopropane. Solvent effects, particularly differences in solvation between the neutral reactants and neutral transition states, are therefore expected to be minimal. In view of this, no attempt was made to computationally model the effect of the solvent. ------------------------------------------------------------------ 
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DFT Computed Structures and Energies UB3LYP/cc-pvtz
Et 2 NC(=O)O  E = -401.86984733 AU. Center Atomic Atomic Coordinates (Angstroms) Number Number Type X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------- 1 6 0 -0
-------------------------------------------------------------------
X Y Z --------------------------------------------------------------------- 1 6
X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------- 1 6 0 -0.380591X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------- 1 6X Y Z --------------------------------------------------------------------- 1 8 0 -0EtC(O)O  E = -267.82942164 AU Center Atomic Atomic Coordinates (Angstroms) Number Number Type X Y Z --------------------------------------------------------------------- 1 8X Y Z --------------------------------------------------------------------- 1 6 0 -0X Y Z --------------------------------------------------------------------
DFT Computed Structures CBS-QB3
Et 2 NCO 2 Center Atomic Atomic Coordinates (Angstroms) Number Number Type X Y Z --------------------------------------------------------------------- 1 6 0 0.X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------- 1 6X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------- 1 6 0 -0H2N Center Atomic Atomic Coordinates (Angstroms) Number Number Type X Y Z --------------------------------------------------------------------X Y Z --------------------------------------------------------------------
------------------------------------------------------------------
-------------------------------------------------------------------
------------------------------------------------------------------
-------------------------------------------------------------------
